General Information
All reactions were carried out under a dry argon atmosphere -running the reactions under nitrogen gave unsatisfactory results -in flame-dried glassware. The sealable tubes used were Biotage microwave vials (5 mL). Reagents were of analytical grade, obtained from commercial suppliers and used without further purification. Carbohydrate alcohols and amines used as starting materials have been prepared before in the literature (α-Man-1;
1 β-Glc-4; 2 α-Man-6; 3 α-Glc-12; 4 α-Man-
10;
5 α-Glc-13; 6 α-Man-15; 7 β-Glc- 18 8 ), except for β-Man-5, which was prepared from methyl 3-azido-4,6-O-benzylidene-3-deoxy-β-D-glucopyranoside 2 by the following sequence: triflation of OH-2, displacement of triflate by lithium benzoate, methanolysis of the 2-O-benzoyl group and hydrogenolysis of the 3-azide over palladium. Anhydrous toluene was obtained using a VAC solvent purifier system. Products were isolated using flash column chromatography carried out on 60 Å (40-60 μm) silica gel. 1 H, COSY, and HSQC NMR spectra were recorded at 400 MHz, and 13 C spectra at 100 MHz, on a Bruker Avance 400 spectrometer; 1 H NMR spectra at 500 MHz were recorded on a Bruker Avance 500 spectrometer. Chemical shifts (δ) are reported in ppm, using the residual solvent peak in CDCl 3 (δ H 7.26; δ C 77.00) or in MeOD (δ H 3.32; δ C 47.56) as internal reference; coupling constants (J) are given in Hz. High resolution mass spectra (HRMS) were recorded on a Bruker MicroTOF ESI-TOF mass spectrometer. Optical rotations were recorded on a Perkin-Elmer 241 polarimeter with a path length of 1 dm. 
Optimisation of reaction conditions

Methyl 6-amino-6-N-cyclohexyl-6-deoxy-α-D-mannopyranoside (α-Man-11a)
The title compound was synthesised from methyl 6-amino-6-deoxy-α-D-mannopyranoside α-Man- 
Methyl 6-amino-6-N-cyclopentyl-6-deoxy-α-D-mannopyranoside (α-Man-11c)
The title compound was synthesised from methyl 6-amino-6-deoxy-α-D-mannopyranoside α-Man-10 (19 mg, 0.10 mmol) and cyclopentanol (2c, 250 µL) according to general synthetic method B.
S7
The product α-Man-11c was isolated by flash column chromatography (CHCl 3 -MeOH-NH 3 (aq) , Bis(methyl 2,3,4-tri-O-benzyl-6-deoxy-α-D-glucopyranosid-6-yl)amine (Glc,Glc-14) [9] The title compound was synthesised from methyl 6-amino-2,3,4-tri-O-benzyl-6-deoxy-α-D- 
Bis(methyl 2,3,4-tri-O-benzyl-6-deoxy-α-D-mannopyranosid-6-yl)amine (Man,Man-16)
The title compound was synthesised from methyl 6-amino-2,3,4-tri-O-benzyl-6-deoxy-α-D- 
(Methyl 2,3,4-tri-O-benzyl-6-deoxy-α-D-glucopyranosid-6-yl) (methyl 2,3,4-tri-O-benzyl-6-deoxy-α-D-mannopyranosid-6-yl)amine (Glc,Man-17)
From manno amine and gluco alcohol: The title compound was synthesised from methyl 6-amino- 
